Trifluoromethylated compounds which can be easily transformed to other functionality have been receiving much attention as building blocks because of their potential to give a variety of trifluoromethylated analogs of bioactive and material molecules. [1] [2] [3] Especially, β-chloro-β-trifluoromethylated enones are very useful building blocks to provide trifluoromethyl substituted heterocycles such as pyrazoles, isoxazoles and pyrimidines. [4] [5] [6] [7] Several methods for the preparation of β-chloro-β-trifluoromethylated enones have been reported in the previous literatures, 6, [8] [9] but the previous methods have some drawbacks such as formation of regioisomers, lack of generalization and low yield preparation. Eguchi et al. reported that addition of 1,1,1-trichloro-2,2,2-trifluoroethane to carbon-carbon double bond of trimethylsilyl enol ethers in the presence of copper(I) chloride, followed by dehydrochlorination with triethylamine, afforded β-chloro-β-trifluoromethylated enones in moderate yields. 8 Vilsmeier reagent which was formed from the reaction of dimethylformamide with oxalyl chloride was reacted with trifluoromethylated 1,3-diketone 6 or ketone 9 to provide β-chloro-β-trifluoromethylated enones in moderate yield, along with other regioisomer. In this communication, we wish to describe an efficient and general one-pot synthesis of β-chloro-β-trifluoromethylated enones from 3,3,3-trifluoropropyne.
Recently, we reported that trifluoropropynyllithium was reacted with N-methoxy-N-methylbenzamide (Weinreb benzamide) 10 at −78 H NMR spectroscopy. 8 Weinreb benzamides having substituent such as methyl, methoxy, fluoro, chloro, bromo and trifluoromethyl group on para position of benzene ring also provided the corresponding enones 1b-1g in 92-94% yields under the same reaction condition. However, the use of 10 N HCl was required to give the corresponding enones 1h-1n in the case of Weinreb benzamides having substituent on ortho or meta position of benzene ring, Weinreb naphthalenamide and Weinreb furanamide. Weinreb cyclohexanamide also afforded the corresponding enone 1o in 81% yield. Results of these reactions are summarized in Table 1 .
Scheme 1
Since trifluoropropynyllithium can also be generated from 2-bromo-3,3,3-trifluoropropene, 12 we examined the hydrochlorination reaction of [I] . Therefore, the reaction of 2-bromo-3,3,3-trifluoropropene (1 equiv) with LDA (2 equiv 
